General Information
All manipulations were carried out under oxygen-and moisture free conditions using standard Schlenk and Drybox techniques. [P(µ-NTer)] 2 , [1] [As(µ-NTer)] 2 , [2] [E(µ-NTer) 2 N] (E = P, As, Sb), [3] [Sb(µ-NTer) 2 P], [4] and CNDmp [5] were prepared according to literature procedures.
Fluorobenzene was dried over CaH 2 , distilled and degassed prior to use. Diethyl ether, THF, toluene and benzene were dried over Na/benzophenone and freshly distilled prior to use.
NMR:
31 P{ 1 H}, 13 C{ 1 H} and 1 H NMR spectra were recorded on BRUKER spectrometers AVANCE 250, AVANCE 300 and AVANCE 500, respectively. The 1 H and 13 C NMR chemical shifts were referenced to the solvent signals. [6] The 31 P NMR chemical shifts are referred to H 3 PO 4 (85%) respectively. C 6 D 6 was dried over Na and freshly distilled prior to use.
CHN analysis: Analysator Flash EA 1112 from Thermo Quest.
IR:
Nicolet 380 FT-IR with a Smart Orbit ATR module.
RAMAN: LabRAM HR 800 Horiba Jobin YVON equipped with a High Stability BX40
Microscope (Focus 1 μm) or an Olympus Mplan 50xNA 0.70 lens, the laser is variable and was chosen prior to the measurement.
DSC: DSC 823e from Mettler-Toledo (Heating rate 5 °C/min).
MS:
Finnigan MAT 95-XP from Thermo Electron was used.
X-ray Structure Determination: X-ray quality crystals of all compounds were selected in Fomblin YR-1800 perfluoroether (Alfa Aesar) at ambient temperatures. The samples were cooled to 173(2) K during measurement. The data were collected on a Bruker Apex Kappa-II CCD diffractometer or on a Bruker-Nonius Apex X8 CCD diffractometer using graphite monochromated Mo K α radiation (λ = 0.71073). The structures were solved by direct methods (SHELXS-2013) [7] and refined by full-matrix least squares procedures (SHELXL-2013). [8] Semi-empirical absorption corrections were applied (SADABS). [9] All non-hydrogen atoms were refined anisotropically, hydrogen atoms were included in the refinement at calculated positions using a riding model.
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Syntheses
Synthesis of Ter 2 N 3 AsCNDmp (2NAs)
To a solution of [As(µ-NTer) 2 N] (165 mg, 0.222 mmol) in benzene (4 ml), a solution CNDmp (30 mg, 0.229 mmol) in benzene (2 ml) was added dropwise at ambient temperature. Immediately, a change of colour from yellow to red occurred. After the addition, the solution was concentrated to approx. 1 ml and left undisturbed at 4 °C, affording red needle-shaped crystals. The supernatant was removed via syringe and the crystals were dried in vacuo (161 mg, 0.184 mmol, 83%).
Mp. 141 °C (dec. (12) , 468 (9) , 478 (13), 492 (11) , 499 (12) , 512 (15), 521 (39), 552 (43), 559 (55), 575 (100), 613 (16), 638 (13) , 654 (15), 700 (11) , 742 (12) , 756 (11) , 765 (7), 774 (7), 804 (6) , 833 (7), 855 (19), 911 (4), 944 (11) , 991 (7), 1004 (19), 1054 (9) , 1076 (12) , 1083 (11) , 1162 (21), 1188 (8) , 1201 (16), 1222 (6) , 1258 (8) , 1286 (37), 1304 (59), 1380 (14) , 1414 (10) , 1456 (36), 1481 (18), 1523 (9) , 1535 (9), 1574 (13) , 1585 (15), 1612 (21), 2730 (1), 2854 (1), 2918 (4), 2949 (2), 3008 (1) . MS (CI, pos., isobutane) m/z (%): 132 (49) [CNDmp] + , 716 (13) , 743 (100) [Ter 2 N 3 As] + , 874 (<1) [M] + . 
Synthesis of Ter 2 N 2 PAsCNDmp (2PAs)
To a violet solution of [P(µ-NTer) 2 As] (181 mg, 0.246 mmol) in 4 ml benzene, a colourless solution of CNDmp (33 mg, 0.252 mmol) in 2 ml was added within 5 minutes. The solution turned grey and finally green within 10 minutes. Afterwards, volatiles were removed in vacuo until crystallization commenced (approx. 0.5 ml). The solution was left undisturbed overnight, resulting in the deposition of a green precipitate. The supernatant was filtered off (sintered glass frit) and the solid was dried in vacuo (150 mg, 0.168 mmol, 68%).
Mp. 122 °C (dec. 
Computational Details
Utilizing the experimental structural data, all calculations were carried out with the Gaussian 09 package of molecular orbital programs. [10] The wave functions for the crystal structures
were optimized with a 6-31G(d,p) basis set on the pbe1pbe level of density functional theory and the optimized structures were checked to be a minimum on the energy hypersurface. For Sb a relativistic pseudopotential was used, Sb: ECP46MDF 4 46. ELF [9] and NBO/NRT [12] [13] [14] analyses were carried out to study the bonding, hybridization and polarization effects. 
